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S2
S1. Experimental Procedures and Characterization Data
General: Reactions were performed using anhydrous solvents under a balloon containing N 2 unless otherwise indicated. All reactions were performed with oven-dried (120 °C)
glassware. THF was distilled immediately prior to use from sodium / benzophenone and DMF was vacuum distilled from CaH 2 . Solvents were distilled under reduced pressure using a rotary evaporator. Chromatographic separations were performed using Silicycle silica gel 60, particle size 40-63 mm, unless otherwise mentioned. Thin-layer chromatography (tlc) was performed using commercially precoated plastic-backed POLYGRAM ® SIL G/UV254 silica gel plates, layer thickness 200 mm. Compounds on TLC plates were visualized using a UV lamp (254 and 365 nm). Melting points were obtained using an Optimelt automated melting point system and are uncorrected.
Infrared (IR) spectra were recorded using solid samples on a Bruker TENSOR 27 instrument. 1 H and 13 C NMR spectra were obtained from CDCl 3 or DMSO-d 6 solutions using a Bruker AVANCE (500 MHz) instrument. Chemical shifts are relative to internal standards: TMS ( H = 0.00 ppm) and CDCl 3 ( C = 77.23 ppm), respectively. Lowresolution and high-resolution mass spectroscopic (MS) data were obtained using an Agilent 1100 series LC/MSD instrument and a Waters Micromass® GCT premierTM instrument.
S3
2,3-Dihydro-5,7-bis(hydroxymethyl)-4-(2-hydroxyphenyl)-1H-indene (7).
OH OH
OH
To a 0 °C slurry of LiAlH 4 (1.55 g, 40.8 mmol) in THF was added dibenzopyranone 6 (3.00 g, 10.2 mmol) in several portions and the resulting mixture was heated at 70 °C for 5 h. After cooling to 0 °C, water (20 mL) was added carefully over a period of 20 min.
The reaction mixture was diluted with aqueous 1.0 M HCl solution (100 mL) and extracted with CHCl 3 (3 200 mL). The combined organic layers were dried over 10, 142.36, 138.70, 137.90, 135.79, 131.36, 130.39, 128.10, 125.84, 123.09, 118.70, 115.36, 61.36, 60.74, 31.54, 30.16, 24.25 33, 142.13, 138.53, 137.73, 135.87, 131.00, 130.40, 128.39, 127.81, 123.11, 120.11, 112.21, 67.29, 61.31, 60.68, 31.51, 30.12, 28.35, 24.78, 24.26 
S3. Details of the Resolution of 11 R e q u e s t o r : G r a h a m B o d w e l l S a m p l e I D : C 2 -S Y M A m o u n t r e c e i v e d :
2 0 m g Q u o t e # :
An a l y s i s Summa r y :
The following SFC separation yielded 9 mg of peak-1 (chemical purity >99%, ee >99%) and 10 mg of peak-2 (chemical purity >99%, ee >99%). Chromatograms are included in this report.
P r e p a r a t i v e M e t h o d : A n a l y t i c a l M e t h o d :
O Peak-1 Peak-2 4.88 100.00 Total 100.00 S14
S4. Supplementary Crystallographic Information for 11
Single Crystal X-ray Diffraction Studies. A crystal of 11 was mounted on a low temperature diffraction loop and measured on a Rigaku Saturn CCD area detector with graphite monochromated Mo-K radiation. The structure was solved by direct methods S4-1 and expanded using Fourier techniques.
S4-2
Neutral atom scattering factors were taken from Cromer and Waber. S4-3 Anomalous dispersion effects were included in Fcalc; S4-4 the values for f' and f" were those of Creagh and McAuley. S4-5 The values for the mass attenuation coefficients are those of Creagh and Hubbell. S4-6 All calculations and visualizations were performed using CrystalStructure S4-7,S4-8 and Mercury S4-9 crystallographic software packages, except for refinement, which was performed using SHELXL-97.
S4-1
Non-hydrogen atoms were refined anisotropically, while hydrogen atoms were introduced in calculated positions and refined on a riding model.
Crystallographic details are summarized in Table S4 -1.
Pyrenophane 11 crystallized in the triclinic space group P1 with Z = 2. Figure   S4 -1 shows the asymmetric unit, while the alternate view in Figure S2 highlights the numerous intramolecular (methylene)C-H … interactions (3.30 -3.51 Å; Table S4 -2).
Note that the longer (methylene)C-H … interactions are considered insignificant due to the small Donor -Hydrogen … Acceptor (D -H ... A) bond angles (these deviate significantly from linearity). S4-S10 The torsion angle for C8-C26-C18-C16 is 175.1° while the bend angle between the planes defined by C7-C8-C26 and C17-C18-C16 is 17.4°.
The twist in the pyrene system can be assessed based on the torsion angles through the middle of the pyrene system (C6-C7-C26-C27-C28-C16-C17-C29; Table S4 -3); each angle would measure 180° in a planar system, however, here, the five angles range from S15 160.0 -174.1°. Further intermolecular … interactions (3.47 Å; Figure S4 -3) are present between adjacent molecules in the packed unit cell, as calculated from closest mean plane contacts. Figure S4 -1: Asymmetric unit for 11 with 30% probability ellipsoids; H-atom labels omitted for clarity. 
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Figure S4-3: Packed unit cell for 11. Separation between the planes formed by the atoms C13, C16, C23, C26, C27 and C28, and their symmetry equivalent, inversion related, counterparts generated by the operation (ii) 1-x, 1-y, 1-z indicated by a dashed line. Cg1 is the centroid of C7, C8, C12, C13, C26, C27 Cg2 is the centroid of C13-C15, C27, C28 Cg3 is the centroid of C23-C28 Cg4 is the centroid of C16-C18, C22, C23, C28 Emission spectra were corrected for instrument response and light loss using correction factors supplied by manufacturer. Excitation spectra were corrected in real time using correction factors supplied by the manufacturers.
Emission quantum yields were measured on optically dilute (Abs < 0.2 with exc = 350 nm, 1 atm N 2 ) CHCl 3 solutions at 295 ± 3 K by relative actinometry using a standard quinine bisulfate in 0.1 M aqueous sulfuric acid ( std = 0.52 at exc = 350 nm). Quantum yields were determined using: Where A is a solution absorbance, I the emission intensity, n the refraction index of the solvent and the subscripts un and std refer to the unknown and standard, respectively. 
